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33tB6 D/19 B03 SAGA 13.08.79 

SAG AMI CHEM RES CENTRE * J5 6026-666 

1 3.08 .79- JP- 102283 (} 6.03.8)) C07c-U7/06 
Unsotd. cyclic keto:esler • useful os onolgesic Intermediate 



Unsatd. ketoeeter derive, of formula (I) are new 



X2 S02Ar 



C02R 



0) 



(Xi, X2 = H or halogen pref. F; R = alkyl; Ar = aryl). 
USE /ADVANTAGE 

(I) are intermediates which provide fluphenUal or di- 
flupheniBal useful as antiinflammatory analgesic a under 
mild conditions without using any dangerous reagents. 
PREPARATION 

(I) are prepd. by (a) dehydrogenating a ketoeeter deriv 
of formula (IV) 



B(IO-AIO).? 



C02R 



X2 S02Ar 

in the presence of a dehydrogenating agent, pref. high 
energy qui nones (e.g. 2,3-dichloro-5,6-dicyano-p-benzo- 
quinone (DDQ), 2,3,5. 6-tetrachloro-p-(or -o-)benzoquinone) 

or (b) releasing the arylsulphenyl gp. of an aryl- 
sulphenyl ketoester deriv. of formula (V). 



Ar'S 



X2 SQ2Ar 



C02R 



(V) 



STARTING MATERIAL 

(IV) is prepared by reacting a benxylaulphone deriv. of 
formula (n) with an acrylic ester 

J5 602 6866+ 



Xi-^^-CH2S02Ar (II) 
X2 

in the presence of a base. 

(V) is prepared by reacting (IV) with Ar'S Y (Ar' is 
aryl or amino; Y is halogen or arylthio). 

EXAMPLE 



Methyl 5-(4'-chlorophenyl)-5-ben2eneflulphonyl-2- 
oxocyclohexane car boxy late (0.41 g) and DDQ (0.34 g) 
were rewuxed in dioxane (10 ml) for 9 hrs. The ppte. was 
worked-up to obtain methyl 5-(4 '-chlorophenyl)-5 -benzene 
- sulphonyl -2 - oxo-delta -1 » 6 - cyclohexenecarboxylate 
(0.28 g, 68%).(8ppWi40). 



/56026866 




(C) 2005 Copyright Derwent Information Ltd. 
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L6 ANSWER 1 OF 1 HCAPLUS COPYRIGHT 2005 ACS on STN 
AN 1981:515046 HCAPLUS Full-text 
DN 95:115046 

ED Entered STN: 12 May 1984 

TI Methyl 5- (4-halophenyl ) -5-benzenesulf onyl-2-oxo-Al, 6- 

cyclohexenecarboxylates 
PA Sagami Chemical Research Center, Japan 
SO Jpn. Kokai Tokkyo Koho, 8 pp.' 

CODEN: JKXXAF 
DT Patent 
LA Japanese 
IC C07C147-06 

CC 25-12 (Noncondensed Aromatic Compounds) 
FAN.CNT 1 

PATENT NO. KIND DATE APPLICATION NO. DATE 



PI JP 56026866 A2 19810316 JP 1979-102283 

19790813 <— 

PRAI JP 1979-102283 A 19790813 

CLASS 

PATENT NO. CLASS PATENT FAMILY CLASSIFICATION CODES 



JP 56026866 IC C07C147-06 

GI 



C02Me C02Me 




AB Title compds. I (X = CI, F) were prepared by reaction of 4-XC6H4CH2S02Ph (II) with 
H2C:CHC02Me (III) followed by dehydrogenation of the resulting IV. Thus, refluxing 
6.44 g 4-C1C6H4CH2C1 with 8 g PhS02Na.2H20 in EtOH 16 h gave 80% II (X = CI), which 
(0.25 g) was stirred with 0.822 mL III and 0.12 g tert-BuOK in THF 1 h to give 65% 
IV (X = CI), which (0.41 g) was refluxed with 0.34 g 2 , 3-dicyano-5, 6-dichloro-p- 
benzoquinone 9 h to give 68% I (X = CI) . 
ST cyclohexenecarboxylate halophenyl benzenesulf onyl; cyclization acrylate 

benzyl sulfone 
IT 96-33-3 

.RL: RCT (Reactant) ; RACT (Reactant or reagent) 
(cyclization of, with benzyl sulfones) 
IT 312-31-2P 51229-56-2P 

RL: RCT (Reactant); SPN (Synthetic preparation); PREP (Preparation); RACT 
. (Reactant or reagent) 

(preparation and cyclization of, with acrylates) 
IT 78974-26-2P 78974-48-8P 

RL: RCT (Reactant) ; SPN (Synthetic preparation); PREP (Preparation); RACT 
(Reactant or reagent) 

(preparation and dehydrogenation of) 
IT 22510-35-6P 78974-25-1P 78974-43-3P 78974-44-4P 
RL: SPN (Synthetic preparation) ; PREP (Preparation) 
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(preparation of) 
IT 873-55-2 

RL: RCT (Reactant) ; RACT (Reactant or reagent) 
(reaction of, with benzyl chlorides) 
IT 104-83-6 

RL: RCT (Reactant); RACT (Reactant or reagent) 
(reaction of, with sodium benzenesulf inate) 

=> SELECT 

ENTER ANSWER SET OR SMARTSELECT L# OR (L6) :L6 
ENTER ANSWER NUMBER OR RANGE (1-) :1-1 
ENTER DISPLAY CODE (TI) OR ? : RN 
E12 THROUGH E22 ASSIGNED 

FILE 1 REGISTRY ' ENTERED AT 09:47:40 ON 02 MAR 2005 

USE IS SUBJECT TO THE TERMS OF YOUR STN CUSTOMER AGREEMENT. 

PLEASE SEE "HELP USAGETERMS" FOR DETAILS. 

COPYRIGHT (C) 2005 American Chemical Society (ACS) 

Property values tagged with IC are from the ZIC/VINITI data file 
provided by InfoChem. 

STRUCTURE FILE UPDATES: 28 FEB 2005 HIGHEST RN 839671-97-5 
DICTIONARY FILE UPDATES: 28 FEB 2005 HIGHEST RN 839671-97-5 

TSCA INFORMATION NOW CURRENT THROUGH JANUARY 18, 2005 

Please note that search-term pricing does apply when 
conducting SmartSELECT searches. 

Crossover limits have been increased. See HELP CROSSOVER for details 

Experimental and calculated property data are now available. For more 
information enter HELP PROP at an arrow prompt in the file or refer 
to the file summary sheet on the web at: 
http : //www. cas . org/ONLINE/DBSS/registryss . html 

=> S E12-E22 

1 104-83-6/BI 

(104-83-6/RN) 
1 22510-35-6/BI 

(22510-35-6/RN) 
1 312-31-2/BI 

(312-31-2/RN) 
1 51229-56-2/BI 

(51229-56-2/RN) 
1 78974-25-1/BI 

(78974-25-1/RN) 
1 78974-26-2/BI 

(78974-26-2/RN) 
1 78974-43-3/BI 

(78974-43-3/RN) 
1 78974-44-4/BI 

(78974-44-4/RN) 
1 78974-48-8/BI 

(78974-48-8/RN) 
1 873-55-2/BI 

(873-55-2/RN) 
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1 96-33-3/BI 

(96-33-3/RN) 

L7 11 (104-83-6/BI OR 22510-35-6/BI OR 312-31-2/BI OR 51229-56-2/BI 

OR 78974-25-1/BI OR 78974-26-2/BI OR 78974-43-3/BI OR 78974-44-4 
/BI OR 78974-48-8/BI OR 873-55-2/BI OR 96-33-3/BI) 

=> D SCAN L7 

L7 11 ANSWERS REGISTRY COPYRIGHT 2005 ACS on STN 
IN Benzene, 1-f luoro-4- (phenylsulf onyl) - (9CI) 
MF C12 H9 F 02 S 
CI COM 



0 




**PROPERTY DATA AVAILABLE IN THE 1 PROP ' FORMAT** 



HOW MANY MORE ANSWERS DO YOU WISH TO SCAN? (1) :100 

L7 . 11 ANSWERS REGISTRY COPYRIGHT 2005 ACS on STN 
IN 2-Propenoic acid, methyl ester (9CI) 
MF C4 H6 02 
CI COM 



o 

MeO— CH=CH2 



**PROPERTY DATA AVAILABLE IN THE 1 PROP 1 FORMAT** 



L7 11 ANSWERS REGISTRY COPYRIGHT 2005 ACS on STN 

IN 1-Cyclohexene-l-carboxylic acid, 3- (4-f luorophenyl) -6-oxo-3- 

(phenylsulfonyl) -, methyl ester (9CI) 
MF . C20 H17 F. 05 S 
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o 




**PROPERTY DATA AVAILABLE IN THE 1 PROP 1 FORMAT** 



L7 11 ANSWERS REGISTRY COPYRIGHT 2005 ACS on STN 

IN Cyclohexanecarboxylic acid, 5- ( 4-chlorophenyl ) -2-oxo-5- (phenylsulf onyl ) 

methyl ester (9CI) 
MF C20 H19 CI 05 S 




^PROPERTY DATA AVAILABLE IN THE 1 PROP 1 FORMAT** 



L7 11 ANSWERS REGISTRY COPYRIGHT 2005 ACS on STN 
IN Benzene, l-chloro-4- [ (phenylsulf onyl) methyl ] - (9CI) 
MF C13' Hll CI 02 S 



cr 



* PROPERTY DATA AVAILABLE IN THE 'PROP' FORMAT** 
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L7 11 ANSWERS REGISTRY COPYRIGHT 2005 ACS on STN 

IN Benzenesulf inic acid, sodium salt (8CI, 9CI) 

MF C6 H6 02 S . Na 

CI COM 



0 

Ph— H— OH 



• Na 



**PROPERTY DATA AVAILABLE IN THE 'PROP 1 FORMAT** 



L7 11 ANSWERS REGISTRY COPYRIGHT 2005 ACS on STN 

IN Benzene, l-chloro-4- (chloromethyl) - (9CI) 

MF C7 H6 C12 

CI COM 




**PROPERTY DATA AVAILABLE IN THE ' PROP 1 FORMAT** 

L7 11 ANSWERS REGISTRY COPYRIGHT 2005 ACS on STN 

IN Cyclohexanecarboxylic acid, 5- (4-f luorophenyl) -2-oxo-5- (phenylsulf onyl ) 

methyl ester (9CI) 
MF C20 H19 F 05 S 



0 




I- 
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**PROPERTY DATA AVAILABLE IN THE 1 PROP 1 FORMAT* * 



L7 11 ANSWERS REGISTRY COPYRIGHT 2005 ACS on STN 

IN [1, 1 1 -Biphenyl] -3-carboxylic acid, 4 1 -chloro-4-hydroxy-, methyl ester 

(9CI) ' " " . 

MF C14 Hll CI 03 



**PROPERTY DATA AVAILABLE IN THE 'PROP' FORMAT** 



L7 11 ANSWERS REGISTRY COPYRIGHT 2005 ACS on STN 

IN 1-Cyclohexene-l-carboxylic acid, 3- (4-chlorophenyl ) -6-oxo-3- 

(phenylsulf onyl) methyl ester (9CI) 
MF C20 H17 CI 05 S 



**PROPERTY DATA AVAILABLE IN THE 1 PROP 1 FORMAT** 



L7 11 ANSWERS REGISTRY COPYRIGHT 2005 ACS on STN 

IN [1, 1 f -Biphenyl] -3-carboxylic acid, 4 1 -f luoro-4-hydroxy-, methyl ester 
(9CI) 

MF C14 Hll F 03 




O 
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H' 




**PROPERTY DATA AVAILABLE IN THE 1 PROP ' FORMAT** 
ALL ANSWERS HAVE BEEN SCANNED 
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